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(5 7) Abstract: 

PURPOSE: To enhance reliability of wiring 
while lowering the resistance by generating 
gas discharge under a pressure close to 
atmospheric pressure, exposing a metal film 
deposited on the surface of a substrate to a gas 
active species produced through discharge and 
oxidizing the surface of the metal layer, 
thereby imparting corrosion resistance thereto. 
CONSTITUTION: The atmosphere between 
the tips of both electrodes 3 and a substrate 6, 
including the vicinity thereof, is substituted by 
a gas containing oxygen. When a 
predetermined voltage is applied from a 
power supply 2 to the electrodes 3, a gas 
discharge takes place between both electrodes 
3 and the substrate 6. Active species, e.g. 
oxygen ions and excitation species, are 
thereby produced in the discharge region 8. 
Upon exposure to such active species, a metal 
wiring 7 is oxidized and a thin metal oxide 9 is deposited on the surface thereof. Since 
the surface of the metal wiring 7 is oxidized and coated with the metal oxide 9, the 
lower metal wiring layer has no possibility of being etched along with the upper metal 
wiring layer even if the interlayer insulation film is not deposited thinner than the 
thickness required for electric insulation and even if any pinhole is present. 
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[Detailed Description of the Invention] 
[0001] 

[Industrial Application]this invention relates to the method and device which oxidize 
and return the surface of processed material or carry out the surface treatment of the 
wiring especially formed in the surfaces and these surfaces, such as semiconductor 
parts, such as IC, the circuit board, a liquid crystal substrate, the electrode, etc. about 
removal of an organic matter and an inorganic substance or washing, and the other art 
for carrying out a surface treatment variously. 
[0002] 

[Description of the Prior Art]By the manufacturing field of the semiconductor device, 
various surface treatment art is used from before. For example, in removing an 
organic matter like the flux residue used for soldering, there are a wet cleaning 
method by an organic solvent and a dry cleaning method removed by irradiating an 
organic matter with ozone, ultraviolet rays, etc., and producing a chemical reaction. In 
the case of the wet method, there is a possibility that a detergent may affect electronic 
parts etc., and in particular by the dry method, the removal ability of an organic matter 
with a large molecular weight is low, and cannot expect sufficient cleaning effect. So, 
these days, the method of carrying out a surface treatment using the plasma generated 
in the vacuum is developed. 

[0003]For example, to JP,58-147143,A. The surface of a leadframe is processed using 
the oxygen gas activated by microwave discharge under decompression environment, 
It is indicated by the method of raising adhesion with resin and in JP,4-1 1683 7, A. It is 
shown by the method of introducing and discharging hydrogen gas of 1 - lOTorr to a 



plasma etching device, and removing an oxide, and in JP,5-160170,A. The method of 
generating argon oxygen plasma or hydrogen reduction plasma, and etching a 
leadframe is indicated by by impressing high frequency voltage to an electrode in the 
processing chamber which decompressed. 

[0004]However, when generating plasma discharge under a vacuum or decompression 
environment, special equipment of a vacuum chamber, a vacuum pump, etc. is 
required, and the whole device is enlarged and complicated and is expensive. Since it 
is necessary to make decompress and maintain the inside of a chamber at the time of 
discharge, the processing itself takes a long time, and since throughput is 
comparatively [ with troublesome work ] low, productivity falls to it. In the plasma 
discharge in a vacuum or under decompression, as compared with an excitation kind, 
since there are much electron and ion, it will have the thermally big damage and 
influence also into portions other than the portion which there is a possibility of 
giving an electric damage and should be processed. 

[0005]On the other hand, these days, the method of performing various surface 
treatments, such as ashing and etching, is proposed by using rare gas and slight 
reactant gas under atmospheric pressure, and generating plasma. In many cases, these 
generate discharge directly between an RF electrode and processed material, but. For 
example, to JP,4-334543,A. Like the surface treatment device which plasma is 
generated inside a pipe, and the method of processing the circulation object which 
passes through the inside of the inner surface of this pipe or a pipe is indicated, and is 
indicated to JP,3-219082,A, It is made to discharge between a power electrode and an 
earth electrode, and how to form membranes by injecting the plasma active species to 
processed material is also known. 
[0006] 

[Problem(s) to be Solved by the Invention]In recent years, according to the request of 
highly-efficient-izing and the miniaturization to a semiconductor device, many the IC 
part articles and the circuit boards using multilevel interconnection are used. When 
forming multilevel interconnection in a substrate, first, metallic wiring, such as 
aluminum, is patterned on a substrate, and is formed using photolithographic 
technique, and insulator layers, such as SiC>2, are covered on it. The metal layer used 
as the 2nd wiring is formed on this insulator layer, and it forms in a desired circuit 
pattern by similarly etching this metal layer using photolithographic technique. 
However, since it is easy to generate a pinhole on a SiC>2 film, when patterning the 
metal layer formed on it after it, even the metallic wiring of the bottom had a 
possibility that it may be etched simultaneously in it. Therefore, the method of 
making a SiC>2 film an insulating layer and generally, forming it thicker than required 
thickness is adopted. However, membrane formation of the SiC>2 film took great time 
and time and effort, and cost increased, productivity fell, and the substrate itself 
became very thick and there was a problem of being contrary to the request of a 
miniaturization and slimming down of a substrate or electronic parts. 
[0007]The glass substrate using the transparent electrode which generally consists of 
ITO(s) etc. is used for the liquid crystal display (LCD). Since the comparatively big 
current at the time of a drive flows in the case of the liquid crystal display element 
used especially for a word processor, a personal computer, etc., it is required that the 
wiring resistance of a transparent electrode should be low. For this reason, although 
the method of thickening thickness of a transparent electrode conventionally is 
adopted, Since an ITO electrode was usually formed by vacuum film formation 
method etc., the membrane formation time was long, the more cost not only becomes 
high, but thickened, transparency fell and, the more there was a problem of affecting 



the liquid-crystal-display function itself. 

[0008]If the invention-in-this-application person covers the surface of lower layer 
metallic wiring with the oxide beforehand to these problems, Even when a pinhole 
existed in the SiC>2 film temporarily formed on it, the point that even lower layer 
metallic wiring was not etched was noted by patterning the upper metallic wiring. If 
the surface is covered with a metallic oxide even if it is the metallic wiring and the 
electrode which are exposed to a substrate face, corrosion resistance can be given to 
various contamination, and the reliability of wiring etc. can improve, and a life can be 
lengthened. Since the ITO electrode was a metallic oxide, the invention-in-this- 
application person noted the point that desired low resistance-ization could be attained, 
by returning and metalizing this, without making thickness of a transparent electrode 
thick more than needed. However, in any case, there were various difficulties in 
practice with the conventional surface treatment art mentioned above. 
[0009]In order to form an orienting film in the liquid crystal panel surface 
conventionally, in manufacture of a liquid crystal display as an orienting film 
formation method of a liquid crystal panel, conventionally, For example, the heat- 
resistant synthetic resin coating which has the electric insulation of polyimide etc. is 
formed in a substrate, and the method of carrying out orientation grant is adopted by 
grinding this surface against one way, namely, carrying out rubbing treatment with the 
roller around which cloth was wound. However, in the method of grinding physically 
in this way, there was a problem of synthetic resin coating exfoliating from a substrate, 
or the tunic surface being damaged for dust adhering to the cloth twisted around the 
roller or the tunic surface, etc. Although the uniformity of a stacking tendency is 
important, by the conventional method, the angle of an orienting film and inclination 
of a liquid crystal element have a large field depending on experience or trial and 
error, and the variation is also large in practice, and when rubbing treatment is carried 
out, they cannot judge a quality about the result. It was impossible to have controlled 
the angle of an orienting film. 

[0010]Then, the place which the surface treatment method of the substrate of this 
invention is made in view of the conventional problem mentioned above, and is made 
into the purpose, The metallic wiring and the electrode which are formed on the 
surface of a substrate by carrying out a surface treatment easily, without thermal or 
giving an electric damage, Corrosion resistance can be given if needed, and the 
reliability of wiring can be raised, or low resistance-ization can be attained, and a deer 
therefore cannot need the special equipment for a vacuum or decompression, either, 
but the whole device can be constituted easily, can miniaturize, and. Processed 
material can be processed safely and locally and it is in providing a surface treatment 
method with high throughput by low cost. 

[001 l]The purpose of this invention can attain slimming down of a substrate using 
this surface treatment method, without making an interlayer insulation film thick more 
than needed, and there is in providing the method of forming a reliable multilayer 
interconnection board by low cost easily. 

[0012]By comparatively easy composition to which another purpose of this invention 
does not carry out necessity of the special equipment for a vacuum or decompression. 
It is in providing the device for being able to perform easily effectively various 
surface treatments, such as oxidation and not only reduction but etching, removal of 
an organic matter and an inorganic substance, washing, etc., at low cost, and realizing 
the surface treatment method in which a sheet process or batch processing is also 
possible, and it if needed. 

[001 3] Another purpose of this invention is to provide the orienting film formation 



method of the liquid crystal panel which does not damage the surface of synthetic 
resin coating by non-contact processing, does not make it exfoliate, and enables 
uniform orientation grant especially in manufacture of a liquid crystal display. The 
purpose of this invention is to provide the method of forming an orienting film in the 
substrate face of a liquid crystal panel directly. 
[0014] 

[Means for Solving the ProblemJThis invention is for attaining the purpose mentioned 
above, and is explained using an example which showed the contents to a drawing 
below. 

[001 5] A surface treatment method of the substrate according to claim 1 produces 
gaseous discharge in gas which contains oxygen at least under atmospheric pressure 
or a pressure of the neighborhood, exposes a metal membrane currently formed in a 
substrate face at gas active species generated by this discharge, and oxidizes the 
surface of this metal layer by it. 

[0016]By a formation method of the multilayer interconnection board according to 
claim 2 covering the 1st metallic wiring formed in a substrate face with an insulator 
layer formed on it, and forming a metal membrane on this insulator layer, and etching 
this, In a process of patterning the 2nd metallic wiring, before forming an insulator 
layer on the 1st metallic wiring, gaseous discharge is produced in gas under 
atmospheric pressure or a pressure of the neighborhood, and the 1st metallic wiring is 
exposed to gas active species generated by this discharge. 

[001 7] A surface treatment method of the substrate according to claim 3 produces 
gaseous discharge in gas which contains hydrogen or an organic matter at least under 
atmospheric pressure or a pressure of the neighborhood, A layer of a metallic oxide 
formed in a substrate face is exposed to gas active species generated by this discharge, 
and this metal oxide layer is returned to it by it. 

[0018]In addition to the focus of claim 3 which the surface treatment method 
according to claim 4 mentioned above, a steam is further contained in gas made to 
generate gaseous discharge. A surface treatment method of the substrate according to 
claim 5 is characterized by applying an organic matter to a substrate face beforehand, 
on the other hand a surface treatment method of the substrate according to claim 6 
added an organic matter made to evaporate in gas which produces gaseous discharge. 
[0019]The surface treatment method according to claim 7 produces gaseous discharge 
in predetermined gas under atmospheric pressure or a pressure of the neighborhood in 
near the surface of a fluid. A method according to claim 8 carries out the surface 
treatment of the processed material using a fluid after producing gaseous discharge in 
addition to the focus of claim 7 mentioned above, and also a method according to 
claim 9 makes processed material immersed into a fluid. 

[0020]The surface treatment device according to claim 10 consists of a container of a 
fluid, a means to generate gaseous discharge in predetermined gas under atmospheric 
pressure or a pressure of the neighborhood in near the oil level of this container, and a 
means for supplying gas predetermined [ this ] near the oil level of a container. In 
addition to the focus of claim 10 mentioned above, the device according to claim 1 1 
has further a means to circulate said fluid from a container and to defecate it. As for 
the device according to claim 12, processed material is immersed into a fluid of a 
container, or the device according to claim 13 has a means for turning a fluid in a 
container to processed material, and rationing it. 

[0021]The surface treatment method according to claim 14 produces gaseous 
discharge in predetermined gas under atmospheric pressure or a pressure of that 
neighborhood, supplies into a fluid gas including gas active species generated by this 



gaseous discharge, and carries out the surface treatment of the processed material 
using this fluid. A method according to claim 15 makes processed material immersed 
into said fluid in addition to the focus of claim 10 mentioned above. 
[0022]The surface treatment device according to claim 16 consists of a means to 
generate gaseous discharge in predetermined gas, and a means to supply gas including 
gas active species generated by this discharge into a fluid of said container, under a 
container of a fluid, and atmospheric pressure or a pressure of that neighborhood. In 
addition to the focus of claim 16 which the device according to claim 17 mentioned 
above, processed material is immersed into a fluid of a container, or the device 
according to claim 18 has a means for turning a fluid in a container to processed 
material, and rationing it. 

[0023] An orienting film formation method of the liquid crystal panel according to 
claim 19, By producing gaseous discharge in predetermined gas under atmospheric 
pressure or a pressure of that neighborhood, turning to a substrate face of a liquid 
crystal panel a gas stream including gas active species generated by this discharge, 
and injecting it aslant according to an orientation direction which it is going to give, 
Gas active species is exposed to this substrate face. In addition to the focus of claim 

1 9 mentioned above, synthetic resin coating used as an orienting film is beforehand 
formed in a substrate face of a liquid crystal panel, and a method according to claim 

20 exposes gas active species to this synthetic resin coating. On the other hand, as for 
a method according to claim 21, an organic matter of a fluid is contained in 
predetermined gas at ordinary temperature, After forming a tunic in a substrate face 
with the active species, the 2nd gaseous discharge is produced under atmospheric 
pressure or a pressure of the neighborhood, and the 2nd gas active species generated 
by that cause is exposed to a film formation side of a substrate. 

[0024] An orienting film formation method of the liquid crystal panel according to 
claim 22, Predetermined gas which produces gaseous discharge under atmospheric 
pressure or a pressure of the neighborhood, and contains an organic matter of a fluid 
at ordinary temperature, It injects to an orientation direction which it is going to give 
towards a substrate face of a liquid crystal panel exposed to this discharge, and a tunic 
is formed in this substrate face with active species of gas generated by this discharge. 
[0025] 

[Function]Therefore, by generating gaseous discharge under the pressure near the 
atmospheric pressure by comparatively easy composition according to the surface 
treatment method of the substrate according to claim 1, Oxygen active species, such 
as an oxygen radical and ozone, can be generated, the metal layer of a substrate face 
can be oxidized by the operation, and the surface can be covered with a metallic oxide. 
[0026]By according to the formation method of the multilayer interconnection board 
according to claim 2, using the surface treatment method according to claim 1, and 
covering the surface of the 1st metallic wiring with a metallic oxide, When the 
pinhole has produced in the insulator layer formed on it and the 2nd metallic wiring is 
patterned, it can avoid etching even the 1st metallic wiring. 

[0027] According to the surface treatment method of the substrate according to claim 3, 
by generating gaseous discharge under the pressure near the atmospheric pressure by 
the same, comparatively easy composition as the surface treatment method according 
to claim 1, A hydrogen radical is generated, or an organic matter dissociates, ionizes 
and excites and the active species of the ion excitation kind of an organic matter, 
carbon, and hydrogen, etc. is generated, and the metal oxide layer of a substrate face 
can be returned by those operations, and it can metalize. 

[0028] According to the surface treatment method of the substrate according to claim 4, 



the speed of the reduction processing by gas active species can be brought forward by 
including a steam in the gas which produces gaseous discharge. By applying the 
organic matter to the substrate face according to the surface treatment method of the 
substrate according to claim 5, By being able to make dissociation of the organic 
matter by gaseous discharge, ionization, and excitation perform effectively, and 
supplying the vaporized organic matter to the generating region of gaseous discharge 
according to the method according to claim 6, the dissociation, ionization, and 
excitation are promoted similarly and the effect of reduction processing can be 
heightened. 

[0029] According to the surface treatment method according to claim 7, by operation 
of gas including the active species generated by gaseous discharge under the pressure 
near the atmospheric pressure, the surface of a fluid can be processed, or said gas can 
mix into a fluid, and surface treatment capability can be given to this fluid itself. With 
the surface treatment capability which was given to the fluid according to the method 
according to claim 8. The surface treatment of the processed material can be carried 
out regardless of the occurrence position of discharge, without giving thermal or an 
electric damage, and according to the method according to claim 9, direct surface 
processing of the processed material can be carried out with said fluid. 
[0030] According to the surface treatment device according to claim 10, the method 
according to claim 7 can be realized, the gas active species generated by the plasma 
generated under the pressure near the atmospheric pressure can be made to be able to 
act on the fluid in a container, and this fluid itself can be processed, or the surface 
treatment of the processed material can be carried out via this fluid. According to the 
device according to claim 1 1, by a surface treatment, impurity ion, dust, etc. which 
are produced in a fluid can be removed, and the cleanliness of a fluid can be 
maintained highly. According to the device according to claim 12, direct surface 
processing of the processed material can be carried out within this fluid, and the 
surface treatment of the processed material can be carried out according to the device 
according to claim 13 in a position other than the occurrence position of the gaseous 
discharge for generating this fluid. 

[0031]By using the fluid which introduced gas including the gas active species by 
which it was generated by gaseous discharge according to the surface treatment 
method according to claim 14, Since the surface treatment of the processed material 
can be carried out by the operation and processed material can moreover be prepared 
for a position other than the occurrence position of gaseous discharge, corresponding 
to the processing condition of the shape and the size of processed material, the 
number, the environment where gaseous discharge is generated, and others, 
throughput can be adjusted suitably. According to the method according to claim 15, 
direct surface processing of the processed material can be carried out with said fluid. 
[0032]By according to the surface treatment device according to claim 16, being able 
to realize the method according to claim 14, establishing the container and gaseous 
discharge generating means of a fluid separately, and connecting them by a gas supply 
means, The kind and quantity of the gas active species supplied into a fluid are 
controlled the size of processed material, a size and shape, and [ other / various 
conditions or if needed ], a feeding method can be changed suitably or the size and 
shape of a liquid container can be changed. According to the device according to 
claim 1 7, direct surface processing of the processed material can be carried out within 
this fluid, and according to the device according to claim 18, the surface treatment of 
the processed material can be carried out in a desired position. 
[0033] According to the orienting film formation method of the liquid crystal panel 



according to claim 19, according to direction of a gas stream, an orienting film can be 
formed in a substrate face by non-contact by making gas active species act aslant to a 
substrate face. According to the method according to claim 20, orientation of the 
synthetic resin coating of a substrate face can be carried out to direction of a gas 
stream, according to the method according to claim 21, an organic matter is 
polymerized in a substrate face and a desired orienting film can be directly formed in 
it. 

[0034]According to the orienting film formation method of the liquid crystal panel 
according to claim 22, using the plasma under atmospheric pressure, an organic 
matter can be polymerized in a substrate face, and synthetic resin coating can be 
formed in it comparatively easily, and orientation of this can be carried out to 
direction of a request by non-contact. 
[0035] 

[ExampleJHereafter, the drawing of attachment of the preferred embodiment of this 
invention is explained in detail. The device for using it for the surface treatment 
method of the substrate by this invention is roughly shown in drawing 1 . The surface 
treatment device 1 is provided with the electrode 3 of the couple vertically arranged 
so that it may be connected to the power supply 2 and may counter with a 
predetermined interval. The gas for discharge is supplied to the space 4 demarcated 
between said two electrodes from the gas supply device 5. The substrate 6 for 
performing a desired surface treatment is arranged horizontally immediately at the 
two-electrodes 3 bottom. The metallic wiring 7 which consists of aluminum is formed 
in the upper surface of the substrate 6. 

[0036]The gas for discharge is supplied to the space 4 from the gas supply device 5, 
and said gas for discharge replaces the atmosphere of between two-electrodes 3 tip 
and the substrates 6 and its neighborhood. If predetermined voltage is impressed to 
the electrode 3 from the power supply 2, gaseous discharge will occur between the 
two electrodes 3 and the substrate 6. Various reactions, such as dissociation of said 
gas for discharge by plasma, ionization, and excitation, exist in this discharge region 8. 
Said discharge is especially generated strongly between the metallic wiring 7 of the 
aluminum currently formed in the substrate 6 upper surface. 
[0037]In this example, the mixed gas of helium and oxygen is used for said gas for 
discharge. Thereby, the active species of the ion of oxygen, an excitation kind, etc. is 
generated by the discharge region 8. By being exposed to these active species, the 
surface of the metallic wiring 7 oxidizes and the film 9 of a thin metallic oxide as 
shown in drawing 2 A is formed. 

[0038]If rare gas, such as helium, is used under atmospheric pressure or the pressure 
of the neighborhood and the voltage of high frequency is generally impressed, the 
damage which the discharge becomes uniform and is given to the processed material 
exposed that it is easy to generate gaseous discharge can be lessened. As gas for 
discharge, even if it uses the mixed gas of compressed air, nitrogen, and oxygen, 
metallic wiring can be oxidized similarly. Since gas of helium itself is expensive and 
a manufacturing cost increases, rare gas, such as helium and argon, can be used only 
at the time of discharge starting, and after discharge generating can also be changed 
into suitable cheap gas, such as compressed air. 

[0039]Processing at a room temperature is also possible and the element of a substrate, 
etc. are not made to produce faults, such as a thermal damage, by it about temperature 
conditions. However, if it is only for gathering an oxidation rate with a natural thing, 
it cannot be overemphasized that it is better to heat a substrate. 
[0040]Thus, the substrate 6 which covered the surface of the metallic wiring 7 with 



the metallic oxide film 9 forms the insulator layer 10 which consists of Si02 on the 
metallic wiring 7 at predetermined thickness, as shown in drawing 2 B. Next, the 
metallic wiring of the 2nd layer is formed in a desired circuit pattern by making the 
metal membrane 1 1 of aluminum laminate on the insulator layer 10, and etching it 
using photolithographic technique as usual. As mentioned above, the surface of lower 
layer metallic wiring was oxidized and the metallic oxide covered in this invention. 
Therefore, irrespective of the existence of a pinhole, even if it does not form an 
interlayer insulation film more thickly than thickness required for electric insulation, 
when etching the upper metallic wiring, there is no possibility that lower layer 
metallic wiring may be etched. 

Thus, two steps of multilevel interconnection can be formed on the substrate 6, and 
also the multilevel interconnection of the 3rd layer and the 4th layer can be formed by 
repeating the process mentioned above. 

[0041] Although metallic wiring 7 formed on the substrate 6 was made into aluminum 
in this example, it is applicable to the wiring which consists of other metal, such as 
copper, or ITO similarly. Since corrosion resistance can be given by carrying out a 
surface treatment as the metallic wiring and the electrode which are exposed to a 
substrate face were mentioned above even if it is not wiring of multilayer structure 
like this example, reliability can improve also to contamination etc. and a life can be 
lengthened. 

[0042]The glass substrate 12 for applying the surface treatment method of the 
substrate by this invention is shown in drawing 3 . The glass substrate 12 is for using it 
for a liquid crystal display. 

The transparent electrode 13 of a large number which consist of ITO(s) is formed in 
the surface. 

In this example, the surface treatment device shown in drawing 1 like the example 
mentioned above is used, the gas which contains hydrogen or an organic matter at 
least as gas for discharge is supplied, and gaseous discharge is generated between the 
electrode 3 and the glass substrate 12. Thus, when the gas for discharge contains 
hydrogen by making plasma, the active species of the ion excitation kind of the 
organic matter, carbon, and hydrogen which the active species of the ion of hydrogen, 
an excitation kind, etc. is generated, and in the case of the gas containing an organic 
matter this organic matter dissociates, are ionized, are excited, and are generated to it, 
etc. is generated. These active species are exposed only to the portion of transparent 
electrodes 13 other than viewing-area 14 by arranging means, such as a mask, for 
example on the glass substrate 12. 

[0043] As mentioned above, since it is formed with the oxide of metal, such as ITO, it 
is returned by operation of said active species, and the transparent electrode 13 is 
metalized. Thereby, the electric resistance of the transparent electrode 13 can be made 
small. Therefore, electrical performance required as an electrode is securable, 
maintaining good transparency, in order to use it for a liquid crystal display, even if it 
does not form thickness thickly more than needed like before. 
[0044]It is not necessary to not necessarily include said organic matter for generating 
active species in the gas for discharge. In another example, it can apply to the surface 
of the glass substrate 12 beforehand. In this case, in the discharge region between the 
electrode 3 and the glass substrate 12, since gas dissociates, ionizes and excites by 
plasma and an energy state becomes high, a part evaporates, and said applied organic 
matter is exposed to discharge, and generates active species in the similar manner 
with having dissociated, ionized, excited and mentioned above. Said some of other 
organic matters receive energy from the active species of said high gas of an energy 



state, it dissociates, ionizes and excites it by that cause, and serves as active species of 
the ion of an organic matter, carbon, and hydrogen, an excitation kind, etc. similarly. 
Thereby, the same reducing action as the case where an organic matter is included in 
the gas for discharge is obtained. In another example, a discharge region can also be 
supplied in the state where the organic matter was made to evaporate using a separate 
gas supply means. Also in this case, the same operation effect is obtained with having 
mentioned above. 

[0045]When the gas for discharge contains an organic matter, this organic matter 
polymerizes and the thin film of polymers may be formed in the surface of processed 
material. When formation of such a polymer thin film is not preferred, it is convenient 
if moisture is included in the gas for discharge, using the gas containing a low- 
molecular organic matter. 

[0046]The concrete composition for including moisture or a low-molecular organic 
matter in the gas for discharge in this way is shown in drawing 4 thru/or drawing 6 . In 
the example shown in drawing 4 , from the gas supply device 5, a bypass is formed in 
the middle of the pipeline 15 which supplies the gas for discharge to the surface 
treatment device 1 , it branches, said a part of gas for discharge is adjusted by the 
valve 16, and it sends in in the tank 17. In the tank 17, water (suitably pure water) or 
the liquefied organic matter 18 is stored. 

It is carrying out that it is easy to generate the vaporized gas of a steam or said organic 
matter with the heater 19. 

It is returned to the pipeline 15 including the vaporized gas of a steam or the organic 
matter 18, it mixes with said discharge gas fed directly from the gas supply device 5, 
and said gas for discharge introduced in the tank 17 is supplied to the surface 
treatment device L The quantity of the steam mixed by the gas for discharge or an 
organic matter is adjusted by adjusting the circuit and the heater 19 of the valve 16. 
[0047]In the example shown in drawing 5 , the atomiser 20 is formed in the middle of 
the pipeline 15 connected to the surface treatment device 1 from the gas supply device 
5, water or the liquid organic matter 18 is supplied to this from the tank 17, and it is 
added by the gas for discharge sent from the gas supply device 5 in the state where it 
atomized. Also in this case, microatomization of water and a liquid organic matter can 
be promoted by forming and heating the same heater as drawing 4 in the tank 17. 
[0048]In the example shown in drawing 6 , the water or the liquid organic matter 18 
stored in the tank 17 is heated with the heater 19, The vaporized gas of a steam or said 
liquid organic matter is generated, and direct supply is carried out to the surface 
treatment device 1 or the discharge region 8 with the pipeline 21 separate from the 
discharge gas supplied from the gas supply device 5. It can connect in the middle of 
the pipeline 15 which connects the gas supply device 5 and the surface treatment 
device 1, and the pipeline 21 can mix the vaporized gas of a steam or an organic 
matter to discharge gas, and can also supply it to a discharge region. 
[0049]The following results were obtained when experimented about the effect at the 
time of returning processed material using the surface treatment method of this 
invention. Four kinds of the mixed gas of helium and propane, the mixed gas of 
helium and oxygen, and the mixed gas of helium and hydrogen were used for the gas 
for discharge only helium. About the steam or organic matter added to the gas for 
discharge, when Deccan (C10H22) was added and Deccan and water were added, it 
carried out with three kinds in the case of adding nothing. Power supply voltage for 
generating gaseous discharge was set to 200W. The flow of helium was 20 l./m. The 
result obtained by this experiment is shown in the following table 1. 
[0050] 
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[005 l]In Table 1, the flow of the fluid shows the flow as gas at the time of making the 
fluid evaporate. On the occasion of gaseous discharge, hydrogen or an organic matter 
is supplied as gas or a fluid at least. When returning generally, it is preferred that 
polymer is not formed in the surface of processed material. As shown in this table 1, if 
oxygen is mixed in the gas for discharge, a polymerization can be controlled, but 
reduction nature also becomes small. It turns out that a polymerization can be 
controlled, without affecting reduction nature by applying moisture. 
[0052] Another example of the surface treatment device used for the method by this 
invention is shown in drawing 7 . This surface treatment device 22 is vertically held in 
the state where it floated in the center of the metallic cover 25 that the cylindrical 
electrode 24 connected to the power supply 23 makes the cube type opened 
downward wide, electrically by the insulating fixture 26. The metallic cover 25 is 
grounded, and it accommodated the electrode 24 in the inside thoroughly, and the 
lower end part 27 extended it to the nearly tip of the electrode 24, and it has 
demarcated the opening 28 in the lower part. This lower end part 27 serves as a 
counter-electrode of the electrode 24. Metallic cover 25 inside is open for free passage 
to the gas supply device 29 which supplies the gas for discharge. The metallic mesh 
30 is allocated by the opening 28, and the processed material of the substrate which is 



going to carry out a surface treatment caudad is arranged at it. 

[0053]The predetermined gas for discharge is supplied from the gas supply device 29, 
and said gas for discharge replaces metallic cover 25 inside. If voltage is impressed to 
the electrode 24 from the power supply 23, gaseous discharge will arise between the 
tip of the electrode 24, and the metallic cover lower end part 27. Since the gas for 
discharge is continuously supplied in the metallic cover 25 from the gas supply device 
29, with said gas for discharge, the gas active species generated by the discharge 
region 31 serves as the reactive gas style 32, and blows off from the opening 28 to a 
lower part. The surface treatment of said substrate is carried out with said gas active 
species included in the style of [ this ] reactive gas. The trap of the ion which 
generated the reactive gas style 32 by said discharge at this time is carried out by the 
metallic mesh 30, and since a newt rise is carried out, the damage given to said 
substrate by which a surface treatment is carried out can be lessened more. 
[0054]Pipelines, such as a flexible tube, can be connected to the lower end opening 
part 28 of the metallic cover 25, and a reactive gas style can be made to blow off from 
the nozzle provided at the tip in another example. Said substrate which is going to 
carry out a surface treatment is arranged at a position separate from surface treatment 
device 22 main part, and is exposed in the style of [ said ] reactive gas via said 
pipeline. Since it can process by changing the flow of a gas stream, the shape of a 
nozzle, etc. by this according to processing conditions which are processed material, 
such as shape of a substrate, and a size, adjustment of throughput as occasion 
demands is possible, and workability can be raised. 

[0055]The surface treatment device for using it for another example of the surface 
treatment method by this invention is shown in drawing 8 . It is connected to the 
power supply 34, and this surface treatment device 33 has the plate-like electrode 35 
arranged horizontally. The gas supply device 38 for the container 37 which stores the 
predetermined fluid 36 being arranged, and supplying the gas for discharge to the 
electrode 35 bottom is arranged towards the narrow space demarcated between the 
electrode 35 and the oil level of the fluid 36 in the gas port 39. The grounded metal 
plate 40 used as the counter-electrode of the electrode 35 is allocated in the pars 
basilaris ossis occipitalis of the container 37 in parallel with the position 
corresponding to the electrode 35. The processed material 41 by which a surface 
treatment is carried out is immersed into the fluid 36, and is laid in the bottom of the 
container 37 by the position corresponding to the metal plate 40. 
[0056]Like the case of each example mentioned above, the predetermined gas for 
discharge is made to blow off from the gas port 39 of the gas supply device 38, and 
said gas for discharge replaces said space between the oil levels of the electrode 35 
and the fluid 36. Next, if voltage is impressed to the electrode 35 from the power 
supply 34, gaseous discharge will occur between the electrode 35 and said oil level. 
The active species of said gas for discharge by plasma is generated, and this active 
species mixes into the fluid 36, and carries out the surface treatment of the processed 
material 41 to this discharge region 42. 

[0057] When the gas, for example, the mixed gas of helium and oxygen, containing 
oxygen is used as gas for discharge, active species, such as an oxygen radical and 
ozone, are generated by the discharge region 42 by said gaseous discharge. The fluid 
36 serves as ozone water and the fluid 36 demonstrates the same oxidative 
degradation power as hydrogen peroxide solution to the processed material 41, when 
said ozone mixes into it suitably in the case of pure water, water and. On the other 
hand, since hydrogen peroxide solution itself is expensive, a cleanup cost becomes 
high, and when a surface treatment is actually carried out by the wet method using 



hydrogen peroxide solution, since it is harmful to a human body, moreover, cautions 
are required for handling, and work is troublesome and is complicated. According to 
this invention, oxidation treatment capability high enough can be obtained by low cost, 
and handling is easy, and workability improves. 

[0058]In another example, the gas containing fluorine compounds, such as CF 4 , C2F6, 
and SFe, can be used as gas for discharge. In this case, the active species of the ion of 
fluoride, an excitation kind, etc. is generated by said gaseous discharge. Since said 
fluorine ion will mix in water and the fluid 36 will become hydrogen fluoride (HF) 
water if water is used for the fluid 36, the surface of the processed material 41 can be 
etched. For example in the wet etching of a silicon wafer, this can be used in order to 
remove an oxide film from the surface. 

[0059]The gas, for example, the simple substance gas of nitrogen, containing nitrogen, 
the mixed gas of nitrogen and helium, compressed air, etc. can be used as gas for 
discharge. When the fluid 36 is used as sulfuric acid, it is generated by the active 
species of the ion of nitrogen, an excitation kind, etc. by said gaseous discharge, this 
nitrogen ion mixes in sulfuric acid, and it is made to change to sulfuric-peroxide- 
mixture ammonium. Thereby, cleaning capacity equivalent to ammonia-peroxide- 
mixture liquid is acquired, and the fluid 36 can remove the organic matter adhering to 
the surface of the processed material 41, etc. If especially this method is applied when 
carrying out wet etching of the resist formed in the substrate etc. after ashing, it is 
effective. 

[0060] According to the surface treatment method of this example, various surface 
treatments, such as oxidation, etching, and washing, can be performed cheaply and 
easily by choosing the gas for discharge, and the fluid 36 suitably, and combining 
them, as mentioned above. And processed material can be protected from 
contamination of the substance by which it is generated by a surface treatment by 
maintaining the cleanliness of said fluid which immerses processed material on a high 
fixed level. The modification example of such a surface treatment device is shown in 
drawing 9 . 

[0061]In the example of drawing 9 , the inlet 43 and the outlet 44 of this fluid are 
provided in the both ends of the container 37 which stores the fluid 36, respectively, 
and the pure water playback equipment 46 is formed in the middle of the connection- 
sleeves way 45 which connects these. The fluid 36 in the container 37 is sent to the 
pure water playback equipment 46 via the connection-sleeves way 45 from the outlet 
44, and after it removes the impurity ion and dust which are produced by the surface 
treatment of the processed material 41, etc., it is returned in the container 37 from the 
inlet 43. Therefore, it can hold the fluid 36 in the container 37 to always high 
cleanliness, and fear of contamination is not only canceled, but it is not necessary to 
exchange the fluid 36 in the middle of surface treatment work, and workability and 
productivity improve. The pure water playback equipment 46 is a publicly known 
means currently used conventionally. 

It consists of activated carbon, ion-exchange resin, various filters, etc., and these are 
chosen suitably, or it is combined and constituted. 

When the fluid 36 is except pure water, it is constituted as a filtering means 
corresponding to the kind of the fluid, and is used. 

[0062]Another example of the surface treatment device for carrying out the surface 
treatment of the processed material in a fluid similarly is shown in drawing 10 . The 
electrode 49 connected to the power supply 48 and the grounded electrode 50 which 
are the counter-electrode make the surface treatment device 47 of this example 
counter with a fixed interval in the casing 51, and it is arranged. The casing 51 is 



connected to the nozzle 55 which consists of a perforated plate arranged at the pars 
basilaris ossis occipitalis in the container 54 which is connected to the gas supply 
device 52 which supplies the gas for discharge in the one end, and stores the fluid 53 
in the other end. For example, the processed material 56 which is a substrate is 
immersed into the fluid 53 of the container 54, and is arranged above the nozzle 55. In 
this example, corresponding to the size of the container 54, much processed material 
56 is vertically arranged in parallel in the fluid 53 so that it may be illustrated. 
[0063]The gas for discharge is supplied in the casing 51 from the gas supply device 
52, and said gas for discharge replaces the space between the two electrodes 49 and 
50. If voltage is impressed to the electrode 49 from the power supply 48, gaseous 
discharge will occur to the space between said two electrodes. By supplying the gas 
for discharge continuously from the gas supply device 52, the active species of said 
gas for discharge generated in this discharge region 57 is fed by the nozzle 55 as a 
reactive gas style, in the fluid 53, becomes foamy and spouts. By arranging the nozzle 
55 at the pars basilaris ossis occipitalis of the container 54, the operation for which the 
air bubbles of said reactive gas stir the fluid 53 is achieved, as a result, said gas active 
species can mix in homogeneity more, and, on the whole, the surface treatment of the 
fluid 53 can be carried out uniformly. In order to increase the dissolution efficiency to 
the fluid 53 of said reactive gas, it is more convenient as the bore diameter of the 
perforated plate which constitutes the nozzle 55 is made fine. 
[0064]Thereby, according to the kind of gas for discharge, and the fluid 53, surface 
treatments, such as oxidation, etching, and washing, can be carried out for the 
processed material 56 like the example of drawing 8 and drawing 9 . And since it 
constituted from this example so that it might be isolated separately, and the container 
54 and the discharge section which makes gas active species generate might be 
provided and it might connect via a suitable pipeline, By adjusting the size of a 
container, the amount of supply of the gas for discharge, etc. according to a 
processing condition, the surface treatment of much processed material or the 
processed material of various shape dimensions and sizes can be carried out at once. 
[0065]The modification of the example of drawing 8 and drawing 9 is shown in 
drawing 1 1 and drawing 12 , respectively. In these modification examples, the 
processed material 41 is arranged besides the container 37. It passes on the processed 
material surface, generating the excitation active species of the gas for discharge 
supplied from the gas supply device 38, turning to the processed material 41 the fluid 
36 in which this was made to mix, rationing it, and controlling a flow by gaseous 
discharge generated between the electrode 35 and the fluid 36 surface with the plug 
58 like the example of drawing 8 and drawing 9 . According to this invention, various 
surface treatments, such as oxidation, etching, and ashing, can be similarly performed 
to the processed material 41 by combining suitably the kind of the fluid 36 and said 
gas for discharge. 

[0066]The fluid 36 in which circulated the container 37 especially like [ in the 
example of drawing 12 ] the example of drawing 9 , regenerating the fluid 36 with the 
pure water playback equipment 46, and said excitation active species was made to 
mix is supplied to the processed material 41 from the container 37. Supplying pure 
water to the container 37 continuously, or making it circulate through it in these 
modifications, and carrying out the surface treatment of the processed material 41. 
After changing the kind of gas for discharge which closes the plug 58 by the middle, 
and is supplied from the gas supply device 38 and changing the character of the fluid 
36, a surface treatment which is different in the processed material 41 can be 
continuously performed by opening the plug 58 again. 



[0067]Thus, since the processed material 41 is arranged besides the container 37 
made to generate gaseous discharge according to drawing 1 1 and the modification 
example of drawing 12 , it is not necessary to change the container 37 corresponding 
to the size, or a size and shape, and the whole device can be miniaturized. According 
to the scale of the processing of which the throughput is required, it is easily 
controllable, and if needed, a sheet process and batch processing are possible, and 
reduction of cost can be attained. 

[0068] Another example of the surface treatment method by this invention is shown in 
drawing 13 . In this example, the comparatively large-sized processed material 41, 
such as glass for liquid crystal panels and a wafer substrate, is arranged in the 
cleaning tank 59, and washing processing is carried out using the pure water 
continuously supplied into it. The pure water after the use discharged from the 
cleaning tank 59 is sent to the container 37. In the pure water after use, the organic 
matter etc. which were removed from the processed material 41 are contained, and it 
is floating on the oil level of the container 37. The electrode 40 which the electrode 35 
connected to the power supply 34 has been arranged with few gaps like the example 
of drawing 11 and drawing 12 between oil levels, and was grounded by the pars 
basilaris ossis occipitalis of the container 37 is allocated above the container 37. 
[0069]Gaseous discharge is generated supplying the gas for discharge from the gas 
supply device 38 between the electrode 35 and the fluid 36 surface, and the fluid 36 
surface is processed using the gas active species generated by this. By using mixed 
gas with compressed air, oxygen, helium, or nitrogen for said gas for discharge, 
ashing of said organic matter which floats on the oil level of the container 37 is 
carried out, and it is removed. The pure water defecated in this way is sent to the 
cleaning tank 59, and a reuse is carried out to washing of the processed material 41. 
[0070]Thus, in this invention, it can wash continuously by defecating circulating pure 
water, where the processed material 41 is fixed to a desired position irrespective of 
the size, shape, and a size. 

Therefore, it can respond to enlargement of the latest glass substrate for liquid crystal 
panels, and a wafer easily especially, and a sheet process and batch processing are 
possible. 

According to this invention, also when processing washing etc. using fluids other than 
pure water, by performing ashing treatment for the fluid after use similarly, it can 
recover easily and the reuse of the cleanliness can be carried out. 
[0071]In drawing 14 , the orienting film formation method of the liquid crystal display 
which applied the surface treatment method by this invention is indicated. The 
synthetic resin coatings 61, such as organic polymer resin, are applied to the upper 
surface of the counter substrate 60 of the liquid crystal panel in which elements, such 
as TFT, MIM (Metal Insulator Metal), and ITO, an electrode pattern or a light filter, 
etc. was formed. The orientation treatment device 62 which applied the surface 
treatment method by the plasma under the atmospheric pressure of this invention 
above the substrate 60 is arranged. This orientation treatment device has the electrode 

64 connected to the power supply 63, and the electrode 65 grounded as that counter- 
electrode. As for the electrode 64 by the side of a power supply, the whole is covered 
with the insulators 66, such as glass or ceramics. The electrode 64 and the electrode 

65 which were covered with the insulator 66 are arranged so that it may counter with 
a fixed interval, and may be illustrated and may incline with a certain angle a to the 
surface of the substrate 60 and the synthetic resin coating 61. The angle a is suitably 
set up within the limits of zero < a< 90 degrees. The space demarcated between the 
two electrodes 64 and 65 is connected to the gas supply device 67 which supplies the 



gas for discharge. 

[0072]If voltage is impressed to the electrode 64 from the power supply 63, supplying 
the gas for discharge to said space between the two electrodes 64 and 65 from the gas 
supply device 67, gaseous discharge will occur in atmospheric pressure or said space 
of the neighborhood pressing down. As long as this gaseous discharge makes said gas 
for discharge generate active species, it may be discharge [ which ], such as glow 
discharge, corona discharge, and arc discharge. By covering the electrode 64 with the 
insulator 66, the discharge state between said two electrodes can be made uniform. At 
this time, not the electrode 64 by the side of a power supply but the electrode 65 of 
the earth side may be covered with an insulator, and two electrodes may be covered 
with an insulator. 

[0073]By the gas for discharge continuously supplied from the gas supply device 67, 
the active species of the gas for discharge generated by the discharge region 68 by 
said gaseous discharge has the angle a in the synthetic resin coating 61 surface as a 
reactive gas style, and is sprayed from the slanting upper part. Thereby, in drawing 14 , 
orientation of the surface of the synthetic resin coating 61 is carried out rightward. 
Orientation treatment of the synthetic resin coating 61 whole surface can be uniformly 
carried out by moving the substrate 60 in the direction of front and rear, right and left 
relatively to the orientation treatment device 62. 

[0074]The example of the line type orientation treatment device by this invention is 
shown in drawing 15 . This orientation treatment device 69 consists of the gas supply 
device 67, the discharge generating part 70 provided with the power electrode and the 
earth electrode like the example of drawing 14 , and the blow off nozzle 71. the near 
surface of the substrate 60 which the blow off nozzle 71 was formed by insulating 
materials, such as glass and ceramics, and formed the synthetic resin coating 61 for 
the narrow outlet 72 on a straight line like what is called an air knife - and it is 
arranged with this ****** angle a for the surfaces (zero < a< 90 degrees). 
[0075]Gaseous discharge is produced in said gas for discharge under atmospheric 
pressure or the pressure of the neighborhood by supplying the predetermined gas for 
discharge to the discharge generating part 70 from the gas supply device 67, and 
impressing voltage to said power electrode. By this gaseous discharge, the active 
species of said gas for discharge generated in the discharge generating part 70, By 
sending the gas for discharge continuously from the gas supply device 67, it becomes 
a reactive gas style, and as shown in drawing 15 A and B, the overall width is covered 
on the surface of the synthetic resin coating 61 of the substrate 60 from the tip outlet 
72 of the blow off nozzle 71, and it is injected at the angle a from the slanting upper 
part. 

[0076]Thereby, orientation of the synthetic resin coating 61 is carried out like the 
example of drawing 14 . As said gas stream is strongly injected, for example by the 
pressure about 7 kg/cm 2 at this time, since orientation treatment can be carried out 
more effectively and promptly, it is more desirable. The whole surface of the tunic 61 
can be easily processed by making a longitudinal direction carry out relative 
displacement of the substrate 60 to the orientation treatment device 69. The discharge 
generating part 70 and the blow off nozzle 71 are also connectable with suitable 
pipelines, such as a flexible tube. 

[0077] As a type of gas of the gas for discharge, the gas which contains oxygen at least, 
such as mixed gas of compressed air, nitrogen, and oxygen or mixed gas of oxygen 
and helium, is used. In this case, excitation active species, such as ozone and an 
oxygen radical, are generated by said gaseous discharge. When using the mixed gas of 
compressed air or nitrogen, and oxygen for the gas for discharge, high tension is 



impressed between said two electrodes of the discharge generating part 70. The 
discharge at this time is corona discharge. When the mixed gas of helium and oxygen 
is used for the gas for discharge, a 13.56-MHz RF generator is used, for example, and 
glow discharge occurs. 

[0078] Another example of the orienting film formation method of the liquid crystal 
panel by this invention is shown in drawing 16 . In this example, the substrate 73 by 
which orientation treatment is carried out is laid on the grounded metal plate 74, and 
that electrode 75 of metal [ upper part ] immediately is arranged. The electrode 75 
consists of the same air knife structure as the blow off nozzle 71 of the example of 
drawing 15 , and has the passage 76 connected to the gas supply device 67, and the slit 
shape long and slender outlet 77. 

[0079]The electrode 75 is made to approach the substrate 73, as shown in drawing 16 , 
and to the surface, from the outlet 77, it is arranged so that the gas for discharge may 
blow off from the slanting upper part. High frequency voltage is impressed to the 
electrode 75 from said power supply, supplying the predetermined gas for discharge 
in the passage 76 from the gas supply device 67, and making a substrate face inject 
from the outlet 77. The metal plate 74 serves as a counter-electrode of the electrode 
75, and discharge occurs between electrode 75 tip and the substrate 73. In this 
discharge region 78, the excitation active species of said gas for discharge is 
generated, and the substrate 73 surface is sprayed by the gas for discharge which 
blows off from the outlet 77 continuously. Thereby, the orientation treatment of the 
request to said substrate face is made. 

[0080]When drawing 14 and synthetic resin coating like the example of drawing 15 
are beforehand formed in the surface of the substrate 73, the mixed gas of helium and 
oxygen is used. In this case, excitation active species, such as ozone and an oxygen 
radical, are generated like the example mentioned above, and orientation treatment of 
said synthetic resin coating is carried out by the same surface treatment as ashing. 
Thus, in this invention, non-contact can perform orientation treatment. 
Therefore, there is no possibility of damaging the surface of synthetic resin coating or 
making it exfoliating, and, moreover, uniform orientation grant is attained. 
Since it is selectively dependent on the impressed electromotive force to an electrode, 
and the type of gas of the gas for discharge depending on the angle which mainly 
sprays said reactive gas, control of the angle of an orienting film can be controlled 
comparatively easily. 

[0081]In another example, an orienting film can be directly formed in a substrate face 
by choosing so that the gas for discharge may contain the suitable organic matter of a 
fluid at ordinary temperature. For example, when Deccan (C10H22) is added to helium, 
or when silicone is added to helium, a resin layer is formed in the substrate 73 surface 
by polymerizing in a desired orientation direction, respectively. When oxygen and 
silicone are added to helium, the film of silicon oxide (SiC^) is formed. 
[0082]The modification of drawing 16 for forming an orienting film directly on a 
substrate is shown in drawing 17 . In this modification, the electrode 75 is vertically 
arranged so that the gas for discharge may be sprayed on an abbreviated right angle 
from the outlet 77 to the substrate 73. The substrate 73 is moved in the direction of 
either right or left relatively to the electrode 75 simultaneously with discharge. 
Thereby, by setting up the movement speed of a substrate suitably according to 
membrane formation speed, a resin layer can be grown up aslant and a desired 
orienting film is obtained. 

[0083]Next, the orienting film formation method of the liquid crystal panel by this 
invention is concretely explained using an example. 



(Example 1) Orientation treatment of the polyimide film of the MIM board 80 surface 
in which the circuit pattern is formed was carried out on condition of the following 
using the surface treatment device 81 of the spot type shown in drawing 18 . The 
electrode 83 has been arranged at the center of the quartz tube 82 of making dual 
structure, it connected with the power supply 85 via the control circuit 84, and the 
surface treatment device 81 was made to discharge between the earth electrodes 86 
arranged on the outside of the quartz tube 82. To quartz tube 82 inside, the gas for 
discharge was continuously supplied from the exterior, and the gas stream including 
the active species of said gas generated by the discharge region 87 was made to blow 
off from the gas port 88 to the substrate 80 surface inside. The substrate 80 has been 
aslant arranged at the angle of theta= 10 to 30 degrees to said gas stream. 
Gas used: Compressed air gas pressure : 3 - 7 kg/cm 2 used power: 100 - 200W 
processing time: 20 minutes [0084]Thus, the oriented state was observed by inserting 
a liquid crystal between the substrate 80 which carried out orientation treatment, and 
the substrate which formed the orienting film by the conventional rubbing treatment, 
and allocating a polarizing plate in the both sides, and irradiating with light. As a 
result, orientation of the portion of said polyimide film which applied said gas stream 
was carried out to direction of this gas stream. 

[0085](Example 2) Orientation treatment of the polyimide film of the MIM board 80 
surface in which the circuit pattern was provided similarly was carried out on 
condition of the following using the surface treatment device 89 of the line type 
shown in drawing 19 A and B. It exposed said polyimide film to discharge directly, 
the long and slender gas outlet 91 being established by the bottom of the power 
supply 90 connected to the power supply 85 along with the longitudinal direction, and 
the surface treatment device 89 making the gas for discharge blow off on the substrate 
80 surface immediately conveyed horizontally in a lower part. 
Gas used: Mixed gas gas mass flow of helium and oxygen: Helium It is oxygen 
lOOccm used power by 20-1./. : 100V or 13.56-MHz processing time: 1 minute 
[0086]When the oriented state of said polyimide film as well as Example 1 was 
observed, the entire substrate was covered and orientation was carried out good. 
[0087](Example 3) Orientation treatment of the polyimide film of the MIM board 80 
surface in which the circuit pattern was provided similarly was carried out on 
condition of the following using the surface treatment device 92 of the spot type 
shown in drawing 20 A and B. The surface treatment device 92 generated discharge 
between said two electrodes, fastening the long and slender glass tube 95 between the 
power electrode 93 and the earth electrode 94, and passing the gas for discharge 
towards the other end from the one end. The substrate 80 has been aslant arranged at 
the angle of theta= 10 to 30 degrees near [ said ] the other end of the glass tube 95 to 
the gas stream spouted from this other end opening. 

Gas used: Mixed gas gas mass flow of helium and oxygen: Helium It is oxygen 
lOOccm used power by 20-1./. : 100V or 13.56-MHz processing time: 1 minute - 3 
minutes [0088]When the oriented state of said polyimide film as well as Example 1 
was observed, it was checked that orientation is carried out in processing time 1 
minute and, and 3 minutes. In the case of this example, since the substrate 80 is not 
directly exposed to discharge, there is no fear of the charge up in a substrate, and 
since processing speed is comparatively slow, orientation treatment can be controlled 
more easily. It is thought from the kind of gas for discharge which was used in any 
[ of the above-mentioned Examples 1-3 ] case that orientation treatment was 
performed to the polyimide film of the substrate 80 by the same surface treatment as 
ashing. 



[0089](Example 4) The orienting film was directly formed in the surface of the Pyrex 
glass board 96 which does not form the circuit pattern on condition of the following 
using the surface treatment device shown in drawing 21 . This surface treatment 
device has the same composition as the example of drawing 16 , and is made to 
discharge it directly between the glass substrates 96 on the power electrode 75 and the 
earth electrode 74. The gas for discharge adjusts the organic matter 99 of a fluid to the 
gas by which it is sent from the gas supply device 97 suitably by the control valves 
100 and 101, and is made to mix at the ordinary temperature in the container 98, By 
making the substrate 96 surface blow off from the gas outlet 77 aslant via the passage 
76 of electrode 75 inside, the polymerization film 102 of the organic matter 99 was 
formed in the glass substrate surface. The angle of gradient of the electrode [ as 
opposed to 1 mm and the substrate 96 in the gap of the electrode 75 and the substrate 
96 surface ] 75 was theta= 60 degrees. 

Gas used : Gaseous helium flow : It is a fluid organic matter by 20-1./. : OH-modified 
silicone, silicone oil, n-Deccan used power : 150W [0090] When the oriented state was 
similarly observed on both sides of the liquid crystal between the two substrates 96 in 
which the polymerization film 102 was formed, orientation of the portion 103 near the 
gas outlet 77 of the polymerization film 102 was not carried out, but orientation of the 
portion 102 far from the gas outlet 77 was carried out. 

[0091](Example 5) The orienting film was directly formed in the surface of the same 
glass substrate 96 as Example 4 on condition of the following. It was made to 
discharge directly between the glass substrate 96 surface and the power electrode 105 
which have been arranged on the earth electrode 74, and a transverse direction to the 
gas for discharge was made to blow off from the gas outlet 106 to a discharge region, 
as shown in drawing 22 . The same thing as Example 4 was used for said gas for 
discharge, and the polymerization film 102 was formed in said substrate face. 
Gas used : Gaseous helium flow : It is a fluid organic matter by 20-1./. : OH-modified 
silicone, silicone oil, n-Deccan used power : 150W [0092] As for the polymerization 
film 102, like Example 4, although orientation of the portion 103 near the gas outlet 
106 was not carried out, orientation of the far portion 104 was carried out. 
[0093](Example 6) The orienting film was directly formed in the surface of the same 
glass substrate 96 as Example 4 on condition of the following using the surface 
treatment device shown in drawing 23 . This surface treatment device supplies the gas 
for discharge in which the organic matter 99 of the fluid was made to mix at ordinary 
temperature as well as Example 4 to dielectric 107 inside, Discharge was generated 
between the power electrode 108 inside this dielectric, and the external earth electrode 
109, the gas stream including the active species of said gas by this discharge was 
aslant injected at the angle of 60 degrees from the gas outlet 1 10 to the glass substrate 
96 surface, it continued all over the, and the polymerization film 1 1 1 was formed. The 
pre tilt angle of a liquid crystal of this polymerization film is 90 degrees. 
Orientation was not carried out. 

Gas used : Gaseous helium flow : It is a fluid organic matter by 20-1./. : OH-modified 
silicone used power : 1 50W [0094]Next, it was made to discharge directly between 
the power electrodes 113, conveying horizontally the glass substrate 96 laid on the 
earth electrode 1 12, as shown in drawing 24 . Helium, nitrogen, compressed air, etc. 
which are often as gas for discharge used from the gas supply device 1 14 to the 
surface treatment of the improvement in wettability were supplied. As a result, on the 
substrate 96 whole surface, orientation of the polymerization film 1 1 1 was carried out 
good. 



[0095](Example 7) The same experiment as Example 6 was conducted using the MIM 
board which provided the circuit pattern. The polymerization film by which 
orientation was carried out good like the example was formed in said substrate face. 
[0096] As mentioned above, although the suitable example of this invention was 
described in detail, in the technical scope, this invention can add and carry out various 
modification and change in the above-mentioned example. For example, also in the 
surface treatment device of drawing 1 and drawing 7 , cover an electrode with an 
insulator or a dielectric material like the example of drawing 14 , and more uniform 
discharge is generated, and consumption of the electrode by discharge and 
contamination of the processed material by the substance generated by that cause can 
be prevented. It can use for the longitudinal direction as what is called a line type 
made to generate discharge on a straight line of a surface treatment device by forming 
the electrode of a surface treatment device in plate-like, and arranging vertically. . As 
[ write / in addition to the thing of the above-mentioned example /, for example in the 
Japanese-Patent- Application-No. No. 1 13204 / five to / specification by an applicant 
for this patent / as electrode structure of a surface treatment device ] Introduce the gas 
for discharge in the gas passageway formed with dielectric materials, and high 
frequency voltage is impressed to the electrode arranged to the exterior, In said gas 
passageway, gaseous discharge is generated under the pressure near the atmospheric 
pressure, and the thing of the structure which carries out a surface treatment using the 
gas active species generated by that cause can be used similarly. 
[0097] 

[Effect of the Invention]It comprises this invention as mentioned above. 
Therefore, an effect which is indicated below is done so. 

[0098] According to the surface treatment method of the substrate according to claim 1, 
easily the metal layer of a substrate face at and a high speed. Since it can be made to 
be able to oxidize, without giving a damage to other portions of this substrate, for 
example, electronic parts etc., and the tunic of a metallic oxide can be formed in the 
surface, the corrosion of the wiring formed on the substrate, an electrode, etc. can be 
prevented effectively, and the reliability of an electronic circuit can be raised, and a 
life can be lengthened. 

[0099]Since according to the formation method of the multilayer interconnection 
board according to claim 2 the surface of the 1st metallic wiring is covered with a 
metallic oxide and it has corrosion resistance by using the surface treatment method 
according to claim 1, There is no possibility that even the 1st lower metallic wiring 
may be etched when etching the 2nd metallic wiring, Since it becomes unnecessary to 
form superfluously the interlayer insulation film formed among them thickly beyond 
the original insulating function and it can be made thin, the time which the membrane 
formation takes can be shortened, and cost can decrease, and improvement in 
productivity can be aimed at, and it can respond to slimming down of a substrate. 
[01 00] According to the surface treatment method of the substrate according to claim 3, 
easily the layer of the metallic oxide of a substrate face at and a high speed. Since it 
can return and metalize, without giving a damage to other portions of this substrate, 
for example, electronic parts etc., this metal oxide layer in the case of transparent 
electrodes, such as ITO, Desired electrical performance is securable by attaining low 
resistance-ization, making the thickness thin and maintaining desired transparency. 
[0101]By choosing the fluid and the gas for discharge to be used suitably according to 
the surface treatment method according to claim 7, Into this fluid, for example, 
oxidation comparable as hydrogen peroxide solution, ammonia-peroxide-mixture 



liquid, etc., The fluid itself which gave surface treatment capability, such as etching 
and washing, cheaply, or was used for surface treatments, such as washing, can be 
defecated easily, a reuse can be carried out cheaply, reduction of cost can be aimed at, 
and since handling is comparatively easy and safe, workability improves substantially. 
By performing separately the discharge especially to a fluid, and the surface treatment 
of the processed material using this fluid, Irrespective of the size and the shape, and 
the place of processed material, a surface treatment is performed, a sheet process and 
batch processing become possible if needed, a different surface treatment to processed 
material can be performed continuously, and miniaturization of a device and 
improvement in throughput are achieved. And this surface treatment method is 
realizable by low cost by comparatively easy composition by constituting like the 
surface treatment device according to claim 10. 

[01 02] According to the surface treatment method according to claim 14, the portion 
which produces gaseous discharge, and the portion which carries out the surface 
treatment of the processed material are provided in a separate position, Since the gas 
which connects these and includes gas active species is supplied to a fluid, and this 
can be used for processed material and a surface treatment can be carried out, The 
surface treatment according to a kind, environment made to discharge, etc. of the gas 
used for gaseous discharge is possible for shape and a size, the number that should be 
processed at once, etc. of a processing condition, for example, a processing purpose, 
and processed material, and they can adjust throughput suitably. According to the 
purpose and a use, a sheet process and batch processing can also be used properly, 
processing work, such as handling of the gas for discharge, is comparatively easy and 
safe, and improvement in productivity can be aimed at. And this surface treatment 
method is realizable by low cost by comparatively easy composition by constituting 
like the surface treatment device according to claim 16. 

[0103]By injecting aslant a gas stream including gas active species to a substrate face 
according to the orienting film formation method of the liquid crystal panel according 
to claim 19, Since orientation treatment is possible for the synthetic resin coating of a 
substrate face in non-contact, or an orienting film can be directly formed in a substrate 
face according to the method according to claim 22, There is no possibility of 
damaging an orienting film like before or exfoliating, the yield improves, and since 
[ that processing time is short and ] the sheet process is possible, productivity can 
improve substantially and reduction of cost can be aimed at. 
[0104]The surface treatment method and device by this invention, Since 
decompression environment is not needed in a gap to mention above, can miniaturize 
the composition of the whole device easily, and. Since gaseous discharge is generated 
under the pressure near the atmospheric pressure and there are little electron and ion 
as compared with an excitation kind, the damage given to processed material can be 
lessened, and at high speed, since a surface treatment can be carried out, cost 
reduction can be planned. 



CLAIMS 



[Claim(s)] 

[Claim 1]A surface treatment method of a substrate producing gaseous discharge in 
gas which contains oxygen at least under atmospheric pressure or a pressure of the 
neighborhood, exposing a metal layer formed in a substrate to active species of said 
gas generated by said discharge, and oxidizing the surface of said metal layer to it. 



[Claim 2]By covering with an insulator layer the 1st metallic wiring formed on a 
substrate, and etching a metal membrane formed on said insulator layer, It is a 
formation method of a multilayer interconnection board which forms the 2nd metallic 
wiring in a desired pattern, A formation method of a multilayer interconnection board 
including a process which produces gaseous discharge in gas which contains oxygen 
at least under atmospheric pressure or a pressure of the neighborhood, and exposes 
said 1st metallic wiring to active species of said gas generated by said discharge 
before forming said insulator layer. 

[Claim 3]A surface treatment method of a substrate producing gaseous discharge in 
gas which contains hydrogen or an organic matter at least under atmospheric pressure 
or a pressure of the neighborhood, exposing a layer of a metallic oxide formed in a 
substrate to active species of said gas generated by said discharge, and making it 
return said metal oxide layer. 

[Claim 4] A surface treatment method of the substrate according to claim 3, wherein 
said gas contains a steam further. 

[Claim 5] A surface treatment method of the substrate according to claim 3 or 4 
applying an organic matter to the surface of said substrate beforehand. 
[Claim 6] A surface treatment method of the substrate according to claim 3 or 4 adding 
an organic matter made to evaporate in said gas. 

[Claim 7]A surface treatment method producing gaseous discharge in predetermined 
gas under atmospheric pressure or a pressure of the neighborhood in near the surface 
of a fluid. 

[Claim 8]The surface treatment method according to claim 7 carrying out the surface 
treatment of the processed material using said fluid after producing said gaseous 
discharge. 

[Claim 9]The surface treatment method according to claim 8 making said fluid 

immerse said processed material. 

[Claim 10] A surface treatment device comprising: 

A liquid container. 

A means to produce gaseous discharge in predetermined gas under atmospheric 
pressure or a pressure of the neighborhood in near the oil level in said container. 
A means for supplying said predetermined gas near the oil level in said container. 

[Claim 1 l]The surface treatment device according to claim 10 having further a means 

to make circulate through said fluid and to defecate from said container. 

[Claim 12]The surface treatment device according to claim 10 or 1 1, wherein 

processed material is immersed into a fluid of said container. 

[Claim 13]The surface treatment device according to claim 10 or 1 1 having further a 

means for supplying said fluid in said container to processed material. 

[Claim 14] A surface treatment method producing gaseous discharge in predetermined 

gas under atmospheric pressure or a pressure of the neighborhood, supplying into a 

fluid gas including active species of said gas generated by said gaseous discharge, and 

carrying out the surface treatment of the processed material using said fluid. 

[Claim 15]The surface treatment method according to claim 14 making said processed 

material immersed into said fluid. 

[Claim 16] A surface treatment device comprising: 

A liquid container. 

A means to generate gaseous discharge in predetermined gas under atmospheric 
pressure or a pressure of the neighborhood. 

A means to supply gas including active species of said gas generated by said gaseous 



discharge into a fluid of said container. 



[Claim 17]The surface treatment device according to claim 16, wherein processed 
material is immersed into a fluid of said container. 

[Claim 18]The surface place device according to claim 16 having further a means for 
supplying a fluid in said container to processed material. 

[Claim 19] Are a method for forming an orienting film in a substrate face of a liquid 
crystal panel, and gaseous discharge is produced in predetermined gas under 
atmospheric pressure or a pressure of the neighborhood, An orienting film formation 
method of a liquid crystal panel exposing said active species to said substrate face by 
turning to said substrate face a gas stream including active species of said gas 
generated by said discharge, and injecting it aslant according to an orientation 
direction which it is going to give. 

[Claim 20] An orienting film formation method of the liquid crystal panel according to 
claim 19 forming synthetic resin membrane in said substrate face beforehand, and 
exposing said active species to said synthetic resin membrane. 
[Claim 21] After containing an organic matter of a fluid in said predetermined gas at 
ordinary temperature and forming a tunic in said substrate face with said active 
species, An orienting film formation method of the liquid crystal panel according to 
claim 1 9 producing the 2nd gaseous discharge under atmospheric pressure or a 
pressure of the neighborhood, and exposing the 2nd gas active species generated by 
that cause to a film formation side of said substrate. 

[Claim 22]Are a method for forming an orienting film in a substrate face of a liquid 
crystal panel, and gaseous discharge is produced under atmospheric pressure or a 
pressure of the neighborhood, An orienting film formation method of a liquid crystal 
panel forming a tunic in said substrate face with active species of said gas which 
injects to an orientation direction which is going to give predetermined gas containing 
an organic matter of a fluid towards said substrate face exposed to said discharge at 
ordinary temperature, and is generated by said discharge. 
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[ 0 0 3 4 3 Ig*Jf 2 2la^?gg^^J^idf5i!i^ 
tfttfc J: 4a W. *StET© *y £ ffil * r ttttttHM 

1/ . C ft £ TWftWfll *(CBW*1*4«:i*s 

[ 0 0 3 5 ] 

B*i-?i:*Mrr&J: 5KgiiKEH<*ftfc-W©se 
3£f$;i&o fl»taH«SHKB*Sft*M4fc«, # 

■5 ^ ?b ££Eii3ig 7 $ ft*c c ^ 
[ 0 0 3 6] ^^ft^B5*>6ft«ffi^X&Spa4 K 

zmstosmtfzosuiti. knl M3£4>tt*©sft 

[ 0 0 3 7] **9fc«l'C4*. BigateSffi^AtC^ 'J -5 A 

7 <z>«ffia*BM fc 3 ft , B 2 A KiSW <fc 5 &£l *&BBf t; 
[ 0 0 3 8] -BiC, ^ »J *JUism%1iX&1t$SK* 

♦J . $ n* KfflStMC ^ A £ '/> - < f £ 
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[ 0 039] 2*, fifi-cc^a 

S^S©Wt-&*ftDS1i4Cittft<r». flU SM!W>C 

[0040] CODcfc^CCUC, £J3fi2&7©S*a££:Jil 
i8ikSS9f*4abfc««6i*, H)2B^$ft4^^ 
tc. ^Ei»7©±icfl*.t*S ! Ot*&ft*i»»lsll 

tc* h y y 4 ffi*&m>x he tic 
J: VC, 02 »<ft£JS££ tWaiJMBKl^ < * - > tcfm 

©«iB*BfbS*r«K<bllit?lWUfc«>'C. Hfem 
* > Whmc TB«>ftHEK^x 7 ^ > y $ ft 

[004 i ] *£te«r-i*. «fie±^.«$n-5^B 

it I T0fti*6fe4SBS«:^t*r(>. K«tcaffir^ 
C <L ^ *©-C, Ktttt t«c» l/'C iMtt^ALb 

^U*C, fl»3i#9^SK! 2i©B-ca***«*#ft 
tf^o C ©J: ^ tc L/C 7v X-7 * ft* c t (c J: 0 , 

Miff . *K© ^ *>*saaa tv>>mm&±&2 ti&o 

[0 04 3 3 ±*l/ fc J:$K, mni3lt I TO 
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Office J: OiiTcSnrfeBlffcr^. cnccj;o. 

[ o 044] ^^ci^iiiga^Wfe 
terete, ^'7^Sfii 2o^®tc^#^u/cfc< c 

CCC-i^OC^. lg3i^Xig 1 2 i 10 
ML ME, «3U ±i*b/ciB*«:iSttll«r*fi» 

[ 0 0 4 5 ] »«»#A*EWB**a^»**c«. 

r cox* 5 ftsarawwesWK* o 

&. 

[0 04 6 ] 04 ASH 6 K ft, C©J:^*CftW|W* 30 

tr. 7Rtcft, * cfifiScctttfck} *fci*?fcK 

<Dft#& 1 8#BWSft*Cfc*) > b- > 1 9 (Cct ->r* 



fiH?8-7 8&2 9 

1? 

[ 0 0 4 7] B5tC*$n^.«ft«m #X«$S2gE 

tc *> . * > * 1 ? f*a tea 4 <LEM$© t - * 'C JJ0& 
[ 0 0 4 8 ] 0 6 cc*r*tt«r'ii. » * 1 7 FJtCBr* 

* s * , #*fttgttK 5 * t>&fc $ n zj&mttz t mi 
[ o 049] *^v>§m&mi3&zmi>ximmt& 

^^Cli, <C„H 2a ) ^to^ii^, ^*>4 

iU^Co *fc. 2 0 y ^ 1^*4 0 

[ 0 0 5 0 ] 
[*1] 



(8) ^¥8-7 8 52 9 

13 14 



1»Ma 










1 


■7a/*> 2 0 Ocas 
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#L 


-rT? > 5 Occm 
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*L 


2 0 0ccra 
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2OOCC0 




c 


D 


S 




*r% s s 2 0 Occcq 


A 


A 


6 


ft* lOOcai 


r& > 2 0 Occca 


C 


B 


7 


mm 2 0 0ccw 


2 0 Ogckj 


c 


D 


! * 




f 2 *^ 2 0 0ccai 
Zfc 2 0 0ccai 


B 


A 




5 Occn 


r?7> 2 0 0ccm 
;jc 2 0 0cc<d 


C 


A 

i 




1 0 


?m 2 0 0cctp 




c 


A j 



S*1£ - A : m&W'-ik&i<te 



»(tai4&«is©#xiut:oiitt*«t/t:^*. s 
fe . Attftwc r& o r < & * fc xmwmt* 

A3 ft ft ^ C £ *e» 5 u >, c 1 * fctfft «fc 5 tc , 

VZ6D\ «ctefc*3<ftft. Sfc. *0&flE]*.ftC 
<tK£-?t\ «5Ett«COT*#;lftCift<, 
$IJT'£ftC 

[005 2] @7fclt, *«S"!!KlJ:4*ft«cttWSn6 40 
««Btt^SM^j^^ $ fix c >ft 0 C <Z>&ffi« 

Tift* «c|BftsnfcaB*ftrfiH*M-2 S£>* 

HMCflSSSn'C^ft. ftK*"-2&t*, $ifc<*ftft£ 
*<^#fc^2 4 45fc£fc:4flSU a>o*G>T 
*»27#, «IS2 40*«ifi«*'C«»l/r. 
*K802 8*Bi«<./T^fto C<PT«a2 7#BS2 
4G>*«S±ftfto AS*;<-2 5lW*, ft^ffitfA 
*0ttt?ft#;*WettK2 9Ki&IUCt'ft 0 E8D2 8 50 



ta*. ftJB-rf^^a3 0*BK8n. **>«!>T£tc* 

[ 0 0 5 3 ] tfXftftSlI 2 9 *&ffi&G>ft«fli#A* 
fltt&U &S*^^2 5P3SW:Biga»«S^A'CBftr 
ft, «HI[2 3^6«S2 4t«:«E<;Epihrr«&. *§&2 

Oft, ^a^SS 2 9 * 6£J3 < - 2 5 rtK 
#^a3 2ift->trilP2 8^6T*'MJHfl8h*. C 

EttmaiBiesni. co<t*. s£tfc#*ft3 2 

I*. RQ£ftCK: «fc 0 ft£l>fc'f:t >#6R ? f j. 3 0 

3*J£ <* nft j§y!aS&tc#* ft y ^ - 1> £ j: #j ^ft < T ft 
ci air a ft, 

[ 0 0 5 4 J iM5*i»l'Ctt. 2 5 CO 

TSBIQ2 8 K PI* 1*7 U**'™? ^-^ft^C'WS 

ws-ttftct^rsft, MBWH/A^i-rftRtcx 

tS«. ^®4Ajigg2 2*f*4li8iJlli|<X)(4gtciegS 



15 

ft. »iia»»^ftt/rBiaSf£fi^!Su:6S5ft*o 
C tile J: ♦) , KJBHt* r* *«fifl)»tt<>-!i«a <WG>« 

[ 0 0 5 5 ] SStciJ, *^ccj:«SB«31#£0>S!l 

C0>*Bs!HH£S3 3&, 9MZ4tc#tit2tx*F? 
*¥KBB3ftfcWtt©**3 5*^*0 ^®?3 5 10 
cr>T»c(i, ^^«#3 6&8f«r-5*»3 7*ffia 

sn. ^iWffl^*«»'r&fe«!>©^«ttiBa3 

83*. *0>^P(!iaP3 9«:«S3 5<!:a<*3 6«>aiH 
i <D WccB*3 ft£#H >£H(Cffl W'C $ 4rc c »* 0 
SB3 7(OJ6SPK:l*, ^fls3 5<P»364ft£Sg«i$ft 
fc&Btii 4 0 * . 3 5 KMjfc? & ISBccWKER 

$nxi>z>o «BW3ft&tt«Htt4iit, tti*3 6 

*fc«8t(./i:M3 7«>*tt\ &J§«4 0 temf^e 
B^$B$ft^« 

[ o o 5 e ] t^otc^mm^m^tmm^. 20 

(6ftK3 84>#*»SSP3 9*&^©ft«B#**» 
a^tfr, «S3 5^(t3 60>?KiBIK>|*8^[l<«rll 
E*fBB#A'CB»r *• vXCC^3 4*>&Sff 3 5 K 
«E£0)ifl?&<!:, Sft3 SiBEMiOB-CSUttlt 

rn&tmm *i* ©«tt«#SJ« $ ft. Kitttt^sKM: 3 
6*KflPAl/C. &^&tt 4 I £Sffi&iIt'£. 

[ o o 5 7 ] tttt;a#*& iytrB**atf#^. maw 

OlS £cc it, * ©* tcpls * v >^ Af & C £ K J: <? 

r&f*3 6aM*v r >*£&o 1 »«yeM4 itcwoirift 

13^ h^S< a 0 , Ufa h A*CC 4 -> f W#C fc 

IMWCtfttt. f£=?A h?+»Ki#oKf 

I 0 0 5 6 ] Xi|©£t&«*Ck*, ffjc^ffi^A i L/C . C F 
C 2 F*. SFiWiW «BB 

«f*3 6ic*«:ffil*44. BE? ?fM*>#*K£A 
l/C«l*3 6 #7 * fbidR < H F ) ftttft&OT. tftfe 
■«4 I<^S£x?*>^4C4#1?*4, Cft 

a*-c£4. so 
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[ o o 5 9]* tc % ass** 4 <./C«S£St?#X % 

E«^ft47£ISg?4C4#t'*4. S#3 6«:WB 

0. «#3 6k*7>*-7iH*?ft4B^ft^6S^i 
?5>ft. tt«UM4 1«>«^K*l/7^&Wtta*«:tt 
*t*CiW**. COTT&ti:, £ttft£(CB 

[ o o 6 o ] *tm&<»&mmjim& jnt*. ±ao 

£fc>tf 4 c 4fc J: -7 Kit - x * ? > *f - 

i a *B«A* . *iE«c:*4oBr»K:t7 ^ci * 4, 

ft^cc^o 

[ 0 0 6 1 ] m 9<DStePl]*Ci*, jftf* 3 6 
B3 7C0HWC. <-ft-t-ftS?Si$:(OSAP4 3 4«fga 
4 4 <L^»W6ft, cn6«tfttr£tBRWS4 5<Di^ 
4KrM^ff£ttB4 6am»&nr^«. ^S3 
m 3 6 It, Bf tiJQ 4 4 »6tHWB 4 5 ft/r UT*5* 
S*aS4 6^ae>ft, ttABHtt4 l©*H*BEas4rK: 
J:D£t>«7Mtt^^>^Xh«l»£OA:ft. SAP 
4 3^6SS3 7rtccR3ft* 0 St->C, ^S3?rt^ 
fft(*3 6*»(CK^«i^ft^«!#t'4C4^'C*. 

<*3 6tso»***«»*ia:< , ff*ffisk»**ttw« 

JiT^o M*H£ttB4 6tt, B*ftffl8fttrc»*at*n 
OWIR-C**?. SULK, ^*>S*WB, SS^ rJU* 

«*«ft&. «#3 SjWimi^kM^Ctt, * 

<Da(*<^a»c ^ i/ & v < )i * > <t o -c«.« 
[ o o 6 2 ] a i o Kit. mmcmt^vimmm^ 

ffl»ffit'&&^««ffl%!S»B©8(l©*tt«^Sft'C 
^feMc[)ftiB«LStlB4 7a:. ««4 8K*j3* 
Sft/cS«4 9 4, *^**SST*4«»*ftft:«S5 

ft. 3j*^>ft««:fel*r, gf*5 3«rl7ST4^B54rt 
(?>ig£[icc ft fe ??L«^ 6 ft & ^ X »U 5 5 ^ $ 

ft^cc^o m«anKr*«tt«Btt&6tt. «5 4 
©Sft 5 3 *«:aS*./T. /x^5 5cc«±*tci2g$ft 



(10) 

17 

[0 06 3] ^«|ftttB5 2^&^-S/>y5 lrtoc 
fMMWrAfcfttSU M'g&4 9, 5 0HI4>£IB«:BIB 

*M4KttttH5 2*6«W#*#»* 
«K ffti£ $ 4a£ C 4 cc J: vc , Stilt XA&tbXs X 

.■ussicjsaesti, *#&3*K»tt£*^r*tHr 
o . iwiastitt ^x©a?s^fa# 5 3 * res * 

*fc U t«MS*«*5 3 tm£#xi£tt<t*i<l: 

[0 06 4] CtltCJ:*). S8atfB9©*tepil4lIItt 
cc. iS®a#x©e#L R^?a#5 3i<:iSi./rK«3aitt 

5 6*B»t, «»ft^©«ffl«iH*r&C 
4#*C**><> U*»*>***W'Ctt, £B5 4 4#*iitt 20 

fr«:iti/tr*Bcafc* **iww^®«fta«*aBB 

- ^ss^ii^Ett^aaasr &C4#f* 

[ 0 0 6 5 ] B 1 1 aWH 1 2 cct*. B8ao'B90* 

(fefl-Cl*, tt«ett4 l#gB3 7©54fcEH3tra* 
A. B8acflB94>^ffll£iatt<C. BS3 5£ftft3 30 

6 na 4 (ofeTc-^ $ Ai£u*ft@fc j: 0 , \m-& 
u. cnt«A5'ttfcai*3e<:i*«st*4 lfciwtr 

U , £58 tT1ikS6HSf U ttiOBttftificctt 
**fl«cJ:ntt >Sl*3 6Somia^a^cr>^i 
s £ as kb* £*>i± & c l cc j: c. wmc#xmt 

■ttMc^-csA. 

[ 0 0 6 6] 1 2 ©WfcWn*. ID 9 G>*te«»4 

HSte, 3 6 *&*B£gg 4 6 T'H*^ U KM 40 
6*B3 7(c««S'tt, 3»>o|IGM(Stttt<rflA3« 
fcigf*3 6 £«B3 7*6K*fflM*4 1 (CEttrA, 5 
fc. cnfeoKJWW*. «B3 7«:«Uc«tfttncciK 
<60*fctitgaSi*r«*«f6tt4 l**B*»WM* 
fc. *<Di£«*Cfc5 8*BiU *^#*«M&£iB3 8* 
6««T*«Wfl#X©«a«rSRl / 'Cai*:3 6®tt* 
«r*ltS1*A:». tft5 8*H«Bltf*C4K:j:->-C % tt 

6. 

[0 06 7] CW^tcHl iatfBl2<&3fc»*fefl 50 
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(CAW*, a(*»«*»4S't**SB3 7(W|*:K«iB 
W4 1 «:Egf^OT, S**S • BttKtfti 

l/T«B3 7«Xirr«slZ4»&«<. tiB£ft£'l<Bft 

r4C4#«r* 0 »c. *©*ABft*&**stiA* 
aoawccti u -c«a tc^fj jar & c 4 #1? * , Pieces 

Wfc*BACt#T?*A. 

[ 0 0 6 8 ] S fcBj 1 3 tett, J: A*fi«SB* 

Scxto^feiato^an-c^A. **«s«n*. SH6>< 

l/fcftBft©M*tt, SB3 7cc^6ti* 0 ttffl»0*6 

n. *B3 7©aa<cj*aurc*4. «S3 7©±*«: 

tt. HI 1, Bl 2<03aBW4B*«:. ««3 4«:*Hlfc 
$ fttcm& 3 5 4 ©HKHi^j HBt« <> ^ ^CSS 

$ ft . 3 7 o>&mmm $ n/c^s 4 o abb 

[ 0 0 6 9 ] m®3 5 4«f*3 6Sfi4<0ffltc^^fiMft 
3 8* &ttBJfi ^'X (ft^ l^^^Bfe^S ^ $ 
it. cnccj:D4.«Sn-S^Aatttt€«t*raf*3 6 

&t>ftx*mmH4 logt&icmmzftZo 

1 0 0 7 0 ] C cc-J: 5 (C*«B«:j:nw, 4 1 

A C 4^r 3t . *-?*aB6Ea»^ < ? ?«ftW5I*t?» 

[ 0 0 7 1 ] H 1 4 Kitt. *Mcc£«*B«ffi;ft&* 

A, TFT, M I M (fcfetal Insulator imal) , i T 
0&<&S&-PmSi> * fctt* 9 - 7 y * a?^£ 
J»U&a»<*JU«>«fll*tS6 0©±B«tt. «»• 

^S^m*^^ 0 fcElWHa 6 2 afifSSK 5 n 
*. COEAJGEttnt. BiR6 3«:imsnfcfn6 

44. *©»«ff4ot:«tt8nte*B6 5 4*er 

6 6^J:-i:^S$n^S6 4 4«S6 5 4^. -* 
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R^^8«IK8S6 l<£<?ffitcMl/C6&ft£a 
r«tt?&J:9tt:Eflt£IVCl*&. ftgai*. 0*<a 
<9 0*«>«HPJ'CaSK:Resn* i S^§6 4, 6 

[0072] #X«ttfi»67*&9i*S64. 65H 
ft 6 4tCSffi*Bttirr*<L. ;/c3ffiXtt*<WS»ETG> 

la&'S^ a ss.it. gttis*4«$ Hi £ *> ©r*> tttf. y e 
«as8 4^«w*6 6i:']*s$n , ct,^c:t 
cots. mmmo>m®6 4X'kt?j.<& 

[ 0 0 7 3] IfiSStftftSK: J: 8 

n&fcas <v&m& . tis\m$i&B. e 7 * 6 an* 

Bl 4tcte^rG*i^KEffl$ft*o K«c. 

[0 07 4] Bl5cc(i. *s^tc^:^7^>»H'7<D 
tcS^ftS^fejS«S^«^fc*[*^4:«7 0<t, K 30 

dta <0*<a<90*> *fc^riM3ttr<r** 0 
[ 0 0 7 5 ] */*«j£ggB 6 7^ 8mlE<7>s^ffi #X £ 

7 o L/ . MiE^iM&KSE* tmt 

B tc *T J: ^ mffi ✓ Xrt> 7 1 G>^iSS«ft ffip 7 2 * o , 
6 0 odOWHttM 6 1 o&fflti: W-?x 
SUbl-frfc h ft ft a ^ n& Q 
[ 0 0 7 6 ] C ftec J: 0 . £.>Ai3tH1£!S6 1 **S 1 4 0> 

mmtmmzttmztiz. cot*. «*.i*7k<i/ai 

*U\> *fc. 5tS6 0«:Beifll44iaiS|g6 9tC«Ui:s 50 
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^S^if^Ci^C^^ *fc. 4ttW64»7 0 

WSK J: *J ««r 4 C i *> C * &<> 
[ 0 0 7 7] ftWB#*©#*«4 Utt*. SfS^a, 
«<fc»X±©H^y*. XttBSt^'J-^i©^ 

«Ba»te«(C J: Hffi?s>ft*«©A 

&tw&6<DR£x>\&mi>*mis. mk±*7o© 
Nemswea, MEfcatin?*, c©4*©*wk 

■W-£Xs\*m^cm&tc&. mmtxz- sgmuzo 

[ 0 0 7 8 ] B 1 6 teli. *»HtcJ:iaiUl^*jUDB 

■c«. agifii4!Le5n*»«7 3^ j^ifc$nfe#!BiS7 

4«>±tCj8S3n, A^©flSL<±^&S««)«fi7 

■6 7(CtfttStlfeaBS7 6itflftV^ > J7 H«®«ffi 
P7 7 4*W** 0 

[007 9] M75lt. Ill 6tc^TJ:^ccS^73 
CC^^$^r. *^*0W(HBKlJ#t/ , CiRffiP7 7*6ft 

am? 5 tcmasw^^asiafftsESEnttir^. ^Pis 

7 3 iCDfelnT'&^^T^o COlR«««7 8^1? 

I*. H?isftt^ffl^oj68gfifi^4fi£$n % f^tiiP7 

7 ^ h&mW£ miH £ t\Z> ttSJQ J: 0 7 3 * 
[ 0 0 8 0 ] S«7 3 O^atcH 14. K9 ! 5 ©#J6« 

*h«, #«MtSM«]e«:fT« ^ C i«i iCDt?, 

iis\(ofis\mc\m^i><ox, mwm^mmthc 

[0 08 1] M©*t6»Ctf, ttSffl^^»S'CS# 



fifties? z cti££^ 73^ 
ft*Q*fc»&^tt, BMfcS^JR <S i 0, ) ©»we« 
[ 0 0 8 2 ] B 1 7 ocli. gtS±tcieiPifi*e»».*W 

htctoom 1 6«**#W5Rsnr<r»-&o c©agwh? 

It. fc«B^*«!SIBP7 7 3^6«B7 3K1»UXWI 

dttstf i > e»^«->««.a»n t c^«M i Mats 
8 o«h©# ^ 5 rtfcMe, a i s^a# * ^ # 

2c-4 3 ^tc^@ a 3 &&&brpmmzs 4%ftbxm 

: m r o ccffl* U . ^Slf 8 2 ©*HWE IBS 1/ A:»ttSS 
% $ ±<DmX'$®$i*tc. Sgflf8 2l*J«ccU:. 5*«A> 

®3§#A : Ett3£9t 30 

nmmft: i 00-2 oow 

[ 0 0 8 4] C ©J: 5 KBfM*BL/*:&&8 0 £ffi£© 

7 br > J; »j ErtH UfcSS i ©HKHU 

[ 0 08 5 ] <*te«2 > H*ciB«;<*->*Rttfc 40 
M I MS«8 0 SB©# 'J <f 5 KMi t 0 1 9 A, B 

ttTCD&frrKi*aac/fc. &a«£ttK8 9i*. «a 

8 5^^$n/c^9 o©*a«c*«***rt«:jB-3 
tb»*#aiwhp9 i#w*sn. t#&* 
¥&B»sn&&£8 ostffitcfteffitfA&effls^ 

ttffi #x ; ^ y 0 A £ KM tOWSX* 

#*iS£ : ^ y o a 2 o y ? 

m% 1 0 0 ccm 50 
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ftfflStt: 1 0 0V, 1 3. 5 6MHz 

mmm : i a 

[ 0 0 8 6] Xttfl 1 ±FM(C I, THE* y ^ S KtftM 

[0 08 7] <«tt«3) PW<CB»;< 
MIMXfi8 0«arC0«V^% FtHlf:, HI 2 OA, B 
tc*TA* ?hM ^©.ftifi^aiSB 9 2 SrJK,^ « 
T©*frt?B*«Sll/fe, «B*ft9L&B9 2i*. 
S9 3 i#jfe«S9 4 iCBtcttb*^ A^9 

5*»9 5©fliMMttitttt:, 5feft«BP*^«aif & 
jtt**c#l/CttJfetc, 9 = 10 -3 0*©ft**CEg 

#a*a : ^ y <? ju 2 o y -v ^ 

1 0 0 ccm 

&mW): 1 00 V, 1 3. 5 6MHz 
feSMRa: i^-3S 

[ o 0 8 8] mm i iisjjMtc urNB* y a t mm 
mmimzmmutc tc*>, *mms \ »a» 3 »i? 

it. g^8 0^it^5!t©cBss$n^c^r% s^oc* 
v - v>t 7 fvtufitt < . *o«hm ei6^tt*wa^© 

Uttffll -3©^Tncr>tS^tC^>, RfflL/fc*«ffl^'^ 
©S9M»&, SS8 0€D# y ^ ^ KKWC#1/C 7 ? ^> 

[0089] <*tfe«4) BB«><*->**fl«/-a'* 

U'Wu?^^Aig96^a^ B2i«:*r 

l/te. C©*iB»9ttK«. Bl 6©«ft«iH«©li 
Jtt«*0, S»«S7 5 6»»«S7 4±©^^fflR 

rt©sar'ai*©w»ft9 9*, #^MiftttK9 7^6 

&6ft&#AKHf»t ! 0 0 , 10 1 «C J: 0 a^^SsS 
UtTBAS'tt. «S7 5PiSK>3iH7 6^rUC^A« 
ffiP7 7*^5ft9 6«iBfca»tCP8ffiS1*4C4tCJ: 

o . Aigiitci»9 9 v>msm 1 0 2 ««JA 
utc. mzi $ tmmsm commit i m. s«9 

&• 

«lt^W»j: OH-Stttf '/'Ja-^ 
: 15 0W 

[ o o 9 o ] Mali i o 2 *fi£«i/fc2tta>«fi9 era 
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?3 

[0 09 1] <«6fe#5> *tt«4<tH(.'/^'5'^fitS9 
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